General. Reactions were carried out under an ambient atmosphere or standard grade oxygen gas in flame-dried glassware with magnetic stirring. Acetonitrile was dried through alumina. Na 2 PdCl 4 ·3H 2 O was purchased from STREM Chemicals. Purification of reaction products was carried out by flash column chromatography using silica gel 60 (E. Merck 230-400 mesh), silica gel 60 silanized (E. Merck), and Florisil ® (EM Reagent). Analytical thin layer chromatography (TLC) was performed on E. Merck precoated (0.25 mm) silica gel 60-F 254 plates. Visualization was accomplished with UV light and staining with phosphomolybdic acid solution in ethanol, followed by heating.
chromatography with a mobile phase consisting of a mixture of hexanes and ethyl acetate and a solid phase consisting of a layer of Florisil on top of a layer of silica gel. In all cases below, the E isomer was the only isomer observed by NMR analysis. Note that amide isomers in some cases cause the appearance of two very closely spaced resonances in both protein and carbon NMR spectra.
(E)-N-Benzyl-N-methyl-4-oxo-7-phenylhept-5-enamide. TLC R f = 0.15 (2:1 hexane: ethyl acetate); 1 H NMR (CDCl 3 , 500 MHz) #7.17-7.38 (m, 10H, Ar-H), 7.01-7.07 (m, 1H, CH), 6.13, 6.15 (dt, 1H, J = 15.5, 1.5 Hz, CH), 4.58, 4.59 (s, 2H, CH 2 ), 3.55 (t, J = 5.0 Hz, 2H, CH 2 ), 2.93, 2.96 (s, 3H, CH 3 ), 2.92-2.99 (m, 2H, CH 2 ), 2.68-2.71 (m, 2H, CH 2 ); 13 C NMR (100 MHz, CDCl 3 ) # 199.1 (C=O), 199.2(C=O), 171.8 (NC=O), 172.0 (NC=O), 145.5 (CH), 145.6 (CH), 137.3, 136.5, 130.9 (CH) , 131.1 (CH), 128.9, 128.8 (2C), 128.7 (2C), 128.5, 127.9, 127.5, 127.2, 126.7, 126.4, 53.2, 50.9, 38.9, 38.7, 34.9, 34.8, 33.9, 27.1, 26.8 199.3, 171.9, 146.1, 138.2, 137.5, 130.7, 128.8 (2C), 128.7 (2C), 128.6 (2C), 127.7 (2C), 127.4, 126.7, 43.6, 38.7, 35.2, 29.9 199.0, 171.7, 158.9, 146.0, 137.5, 130.7, 130.3, 129.0 (2C), 128.8 (2C), 128.7 (2C), 126.7, 114.0 (2C), 55.2, 43.1, 38.7, 35.2, 30.0 199.9, 172.1, 158.9, 145.6, 137.5, 130.9, 130.4, 129.1 (2C), 128.7 (2C), 128.6 (2C), 126.7, 114.0 (2C), 55.2, 42.9, 38.7, 38.6, 35.4, 19.9 172.1, 158.9, 145.6, 137.6, 137.3, 136.4, 130.9, 129.6 (2C) 1 H NMR (CDCl 3 , 500 MHz) #7.32 (t, 2H, J = 7.5 Hz, Ar-H), 7.24 (t, 1H, J = 7.5 Hz, Ar-H), 7.18 (d, 2H, J = 7.0 Hz, Ar-H), 7.02 (dt, 1H, J = 16.0, 6.5 Hz, CH), 6.14 (dt, 1H, J = 16.0, 1.5 Hz, CH), 3.54 (dd, 2H, CH 2 , J = 5.5, 1.5 Hz), 3.04 (s, 3H, CH 3 ), 2.93 (s, 3H, CH 3 ), 2.91 (t, 2H, J = 6.5 Hz, CH 2 ), 2.63 (t, 2H, J = 7.0 Hz, CH 2 ); 13 C NMR (100 MHz, CDCl 3 ) # 199. 3, 171.6, 145.6, 137.6, 131.0, 128.8 (2C), 128.7 (2C), 126.7, 38.8, 37.1, 35.5, 34.8, 27.0 199.2, 171.9, 146.0, 137.5, 130.7, 128.8 (2C), 128.7 (2C), 126.7, 39.6, 38.7, 35.3, 31.8, 30.1, 29.5 (2C) 199.2, 171.8, 158.9, 148.4, 130.3, 130.0, 129.0 (2C), 114.0 (2C), 55.3, 43.1, 35.1, 32.5, 31.3, 30.1, 27.7, 22.4, 13.9 199.1, 173.6, 171.8 158.9, 147.8, 130.1, 129.0 (2C), 119.5, 114.0 (2C), 77.0, 60.2, 55.2, 43.0, 35.1, 34.1, 32.2, 30.0, 28.6, 27.6, 24.6, 14 (E)-Ethy-11-(4-methoxybenzyl amino)-8,11-dioxododec-6-enyl acetate. TLC R f = 0.13 (1:1 hexane: ethyl acetate); 1 H NMR (CDCl 3 , 500 MHz) #7.19 (d, 2H, J = 9.0 Hz, 3H, CH, 6.13 (d, 1H, J = 16.0 Hz, CH), 6.02 (brs, 1H, NH), 4.35 (d, 2H , J = 5.5 Hz, CH 2 ), 4.06 (t, 2H, J = 6.5 Hz, CH 2 ), 3.79 (s, 3H, OCH 3 ), 2.95 (t, 2H, J = 7.0 Hz, CH 2 ), 2.50 (t, 2H, J = 7.0 Hz, CH 2 ), 2.23 (q, 2H, J = 7.5 Hz, CH 2 ), 2.05 (s, 3H, CH 3 ), 1.61-1.67 (m, 2H, CH 2 ), 1.47-1.53 (m, 2H, CH 2 ), 1.37-1.42 (m, 2H, CH 2 ); 13 C NMR (100 MHz, CDCl 3 ) # 199. 1, 171.8, 171.1 158.9, 147.6, 130.1, 130.3, 129.0 (2C), 113.9 (2C),64.2, 55.2, 43.0, 35.0, 32.2, 29.9, 28.3, 27.6, 25.5, 20.9 
